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Electron density shift description of non-bonding

intramolecular interactions
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5.Conclusions

A new methodology for the study of the EDS in intramolecular interaction based on the molecular
fragmentation scheme is de-scribed. The methodology has been tested in an
intermolecular HB dimer, where the EDS can be obtained as the difference be-tween the
complex and the isolated monomer. The Hodgkin simi-larity index has been used to
quantify the similarity between the exact EDS and those obtained by the methodology
proposed here. The intramolecular EDS have been calculated for a variety of intra-
molecular interactions: hydrogen bonds, chalcogen-chalcogen, N---Br, B---N, dihydrogen
and Si---N interactions, and also repul-sive halogen—halogen and hydrogen-hydrogen
contacts, providing a qualitative description in all the cases. Based on this study the
following rules for the fragmentation scheme are recommended:(1) select the highest

order of fragmentation possible, (ngo not chose that order in which the HH" fragment
corresponds to the H2 molecule, (3) only fragmentations which involve the rupture of

single bond are allowed.
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